"Synthesis of six-coordinate mono-, bis-, and tris(tetrazolato) complexes via [3+2] cycloadditions of nitriles to silicon-bound azido ligands"
General experimental conditions
All experiments were carried out under an atmosphere of argon using Schlenk or glove box techniques. Appropriate safety precautions were adopted during all experiments involving silicon azides. The glassware was baked out in vacuo prior to use. The solvents CH2Cl2, MeCN, THF and hexane were obtained from Grubbs columns, stirred over CaH2, trap-to-trap condensed and stored in ampoules. Tolunitril, benzonitrile and pyridylnitrile (Aldrich) and the deuterated solvents MeCN-d3 and CDCl3 were stirred over CaH2 and trap-to-trap condensed prior to use. Nujol was kept dry by standing over sodium. The compounds 1a and 1b were obtained using published procedures. Fig. S3. 6.5 -10.5 ppm section of the 1 H NMR spectrum in acetonitrile-d3 solution of a sample of the reaction mixture during the synthesis of complex 5 after evaporation of the majority of the reaction solvent. Assignement: complex 5 ("2"), Si(N3)3(N4CPh)(bpy) ("3") and PhCN ("4"), free bpy ("1"), complex 1 ("5"). ) showing the conversion via the intermediary Si(N3)3(N4CPh)(phen) (2154 cm 1 ) in Ph-CN at 120 °C obtained from FTIR spectral monitoring. Absorbance changes were recorded at the given wavenumbers which are close to but do not coincide exactly with the interpolated peak maxima of observed species due to data point spacing.
Details of the single crystal X-ray diffraction studies of compounds 4a,b, 5, 6 and 9
Diffraction data were collected on a Bruker Smart APEX  or Bruker Kappa APEX  with CCD area detectors 3 and an Oxford Cryosystems low temperature unit and Mo-K radiation  ( = 0.71073 Å). Crystallographic and experimental details are summarized in Table S3 . All measured reflections were corrected for Lorentz and polarisation effects and for absorption by semi empirical methods based on symmetry-equivalent and repeated reflections. The structures were solved by direct methods and refined by full matrix least squares methods on F 2 . H atoms were placed geometrically and refined with a riding model and with Uiso constrained to be 1.2 times (1.5 for CH3 groups) Ueq of the carrier atom. Complex scattering factors were taken from the program package SHELXTL as implemented on a Viglen Pentium computer. 4 Absorbance S11 Table S1 . Crystallographic data of crystals of compounds 4a,b, 6, 7 and 9
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Density functional theory (DFT) calculations.
DFT and HF calculations were carried out with the Gaussian03 package of programmes 
